This Page Is Inserted by IFW Operations 
and is not a part of the Official Record 



BEST AVAILABLE IMAGES 



Defective images within this document are accurate representations of 
the original documents submitted by the applicant. 

Defects in the images may include (but are not limited to): 



BLACK BORDERS 

TEXT CUT OFF AT TOP, BOTTOM OR SIDES 
FADED TEXT 
ILLEGIBLE TEXT 
SKEWED/SLANTED IMAGES 
COLORED PHOTOS 

BLACK OR VERY BLACK AND WHITE DARK PHOTOS 
GRAY SCALE DOCUMENTS 



IMAGES ARE BEST AVAILABLE COPY. 

As rescanning documents will not correct images, 
please do not report the images to the 
Image Problem Mailbox. 



r 



(19) 



J 



(12) 



(43) Date of publication: 

07.06.2000 Bulletin 2000/23 

(21) Application number: 99123200.0 

(22) Date of filing: 25.1 1 .1 999 



Eur pSisches Patentamt 
European Patent Office 
Office europ&mdesbrev ts (11) EP 1 006 168 A1 

EUROPEAN PATENT APPLICATION 

(51) IntCI. 7 : C09K 3/18 



(84) Designated Contracting States: 

ATBECHCYDE DK ES Fl FRGBGR I 
MCNLPTSE 

Designated Extension States: 
ALLTLVMKROSI 

(30) Priority: 01.12.1998 IT MI982605 

(71) Applicant: AUSIMONTS.p.A. 
20021 Bollate (Milano) (IT) 

(72) Inventors: 

• Visca, Mario 
1 51 00 Alessandria (IT) 



IITULU 



• Modena, Silvana 
20155 Milano (IT) 

• Fontana, Simonetta 
20147 Milano (IT) 

• Gavazzi, Giovanni 

20062 Cassano d'Adda (IT) 

(74) Representative: 

Modiano, Guldo, Dr.-lng. et al 
Modiano & Associati SpA 
Via Meravlgll, 16 
20123 Milano (IT) 



(54) Surface treatments with bif unctional perf luoropolyether derivatives 

(57) A surface treatment method for imparting -oil- 
and/or water-repellency, comprising the step of applying 
to the surface to be treated compositions comprising at 
least one compound having the formula III 
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where n = 1 -20, m = 1 -20 and A and B are reactive func- 
tional groups chosen independently from the group con- 
stituted by: 

a) CONHR, where R = C n H 2n+1 with n = 1-30, 

b) CHgOH, 

c) CONH(X)SiR 1 n (OR')3_ ni where n = 0-2, R 1 and 
FT, identical or different are C r H 2r+1 alkyl radicals, 
where r = 1-4, and X is a bif unctional alkyl spacer of 
the (CHR") m type, where m = 1-20, and R" can be 
H or CH 3 , optionally containing heteroatoms, 

d) -[CH 2 0(R"'0)pl k -P(0)(OH)3. kl where R'" is an 
alkylene radical, for example C2H4 or C3H6, p = 1- 
10andk=1,2, 
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the composition comprising the compound at a suitable 
concentration and being applied in an amount suitable 
to obtain substantially at f ast one monolayer of the 
compound on the surface to be treated, the reactive 
groups being chosen according to the nature of the sur- 
face to be treated so as to provide interaction with the 
surface to be treated. 
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Description 

[0001 ] The present invention relates to the surface treatment with functional derivatives of perfluoropolyethers, par- 
ticularly in order to provide oil-and/or water-repellency. 

[0002] It is known in the art to use, for the surface treatment f luorinated acrylic compounds and polymers contain- 
ing perfluoroalkanes or perfluoropolyethers in graft position (US-2,803.615; US-2.839,513; US-2,995,542; US- 
3,356,628 in the name of 3M; US-3,814,741 in the name of this same Applicant), surfactants and monofunctionai deriv- 
atives with a perfluoroalkyl chain, for example perfluoroalkylphosphates for the oikepeilency treatment of paper (US- 
5,271,806), silicones and fluorosilicones, and polyurethanes f luorinated by bifunctional perfluoropolyethers (US- 
4,983,666; US-5,068,135 in the name of this same Applicant). 

[0003] In particular, US-4,499,146 discloses the use of perfluoropolyethers with perfluoroalkyl endgroups to protect 
building materials such as marble, stone, bricks, cement and the like against the action of atmospheric agents and pol- 
lutants. These products provide oil- and/or water-repellency, are characterized by high permeability to gases and 
vapors and do not alter the appearance and color of the materials to which they are applied. However, on porous mate- 
rials the protective action of these compounds decreases over time as a consequence of the migration of the perfluor- 
opolyethers from the surface toward the inside of the material. 

[0004] Better results have been reported for the use of perfluoropolyethers functionafized with groups capable of 
anchoring the product to the substrate to be protected. The use of said derivatives, functionalized with carboxyl, ester, 
amide, hydroxy!, diisocyanate, epoxy, sitane groups etcetera to protect building materials against the action of atmos- 
pheric agents and pollutants is disclosed in US-4,745,009. Various other functional derivatives of perfluoropolyethers 
are disclosed in US-4.085,137. 

[0005] Moreover, US-3,992,374 discloses the use of phosphoric esters with a perfluoropolyether chain having the 
formula I 

[XCF 2 CF20(CFXCF20)xCFXCH 2 0]2PO(OM) I 

where X is -F or -CF 3 ; x is an integer from 1 to 8; M is a cation, such as H\ an alkaline metal ion, or an ammo- 
nium ion, optionally alkyl-substituted; in order to impart oil-repellency to materials such as fabrics, fibers, hide, 
paper, plastic claddings, wood, ceramics. 

[0006] Besides, EP-A-603697 discloses the use of a compound having the formula II 

o 

II 

[R r O-CFY-L-0] m P (0-Z + ) 3 . m II 

where L is a divalent organic group; m = 1 ; Y is -F or -CF 3 ; T is chosen among H + , M + where M is an alkaline 
metal, N(R) 4 * where the R groups are mutually identical or different and are H or C^Cg alkyls; R f is a chain of polyper- 
f luoroalkylene oxide, for imparting oil- and water-repellency to surfaces made of ceramics, particularly so-called 
"cotto toscano". 

[0007] The use of the same compounds to impart oil- and water-repellency to cellulose materials, metallic materi- 
als, glass-like materials, cement, marble and the like is disclosed in EP-A-687533. 

[0008] The aim of the present invention is to provide a method for treating surfaces which is specific for certain 
types of surfaces, particularly paper, "cotto", wood and fabrics and is adapted to obtain treated surfaces which have a 
better performance and longer permanence and durability of the treatment 

[0009] Within the scope of this aim, an object of the present invention is to provide surface treatments for imparting 
oil- and/or water-repellency to the surfaces to be treated and for imparting at the same time a better handle (far example 
for fabrics) than known treatments, such as those with acrylic compounds. 

[001 0] Another object of the present invention is to provide surface treatments which allow to obtain better oil- and 
water-repellency properties for the same applied product quantity with respect to treatments using monofunctionai com- 
pounds (for example for wood). 

[001 1 ] This aim, these objects and others which will become apparent hereinafter are achieved by the surface treat- 
ment method for imparting oil-and/or water-repellency according to the present invention, which comprises the step of 
applying to the surface to be treated at least one compound having the formula III 

ACF 2 0-(CF 2 0) n (C2F 4 0) m .CF 2 -B HI 
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where n = 1 -20, m = 1 -20 and A and B are reactive functional groups chosen independently from the group consisting 
of: 

a) CONHR, where R = C n H 2n+1 with n = 1-30, for example R = C 18 H3 7 , 

b) CH 2 OH, 

c) CONH(X)SiR 1 n (OR')3. ni where n = 0-2, R 1 and R\ identical or different, are C r H 2r+ i alkyl radicals, where r = 1-4 
and X is a Afunctional alky! spacer of the (CHR") m type, where m = 1 -20, and R" can be H or CH 3 , optionally con- 
taining heteroatoms, for example GONH(CH 2 ) 3 Si(OR , )3, where R* = CH 3 ,C2H 5 , 

d) -[C^OfR^OJpJk-PfOjfOH)^, where R w is an alkylene radical, for example CghU or C 3 H 6 , p = 1 -1 0 and k = 1 , 2, 

said method being characterized in that said composition (1) comprises said compound at a suitable concentration and 
(2) is applied in an amount suitable to obtain substantially at least one monolayer of said compound on the surface to 
be treated, said reactive groups being chosen according to the nature of the surface to be treated so as to provide a 
strong interaction with the surface to be treated. 

[0012] The Applicant has found that the reactive endgroups of the above-mentioned group are capable of specifi- 
cally interacting with various types of surfaces, ensuring thereby the bonding of the compound to the surface to be 
treated in a stable manner, during the step for treatment and post-treatment of the substrate. 
[001 3] In order to carry out the present invention it is possible to use a compound having the formula III in which the 
groups A and B are mutually identical or different or it is possible to use in combination different compounds having the 
formula III with different and mutually compatible endgroups. 

[0014] Advantageously, the method according to the present invention when used for treating wood surfaces uses 
a composition which contains the compound having the formula III, in which the reactive functional endgroups A and B 
are amide groups having the formula CONHR, where R is an alkyl group, for example C^H^. Preferably, the com- 
pound is included in a hydrocarbon-based solution, but it can be used in different forms, including water-based emul- 
sion. Interaction between the endgroups and the surface of the wood is not particularly strong, since it is based only on 
hydrophobic interaction. The presence of two endgroups considerably reinforces the interaction, since removal of the 
treatment agent is dependent on the simultaneous breakaway of the two groups from the surface, which is statistically 
far less likely than the breakaway of a single bond. 

[001 5] The concentration of the compound in the composition applied to the wood surface is suitable to provide at 
least one monolayer of compound on the surface to be treated, and is conveniently comprised between 0.01 and 40% 
and preferably between 1 and 20% by weight. 

[0016] Conveniently, when the method according to the present invention is used for the treatment of surfaces or 
fabrics, for example cotton, the composition that is applied comprises a compound having the formula III in which the 
reactive endgroups are silane groups, for example having the formula CONH(CH2) 3 Si(OR) 3 , where R' is an alkyl group, 
preferably methyl or ethyl. 

[001 7] The interaction between the functional endgroup and the surface is the typical interaction of silanes, forming 
strong bonds with the hydroxylated surface. The presence of the two functions on the molecule ensures a better con- 
figuration at the interface, induced by the formation of two bonds with the surface. 

[0018] The concentration of the compound in the composition to be applied to the surface is suitable to obtain at 
least one monolayer of compound on the surface and is conveniently comprised between 0.01 and 40% by weight. 
[001 9] Advantageously, when the method according to the present invention is used for treating paper or ceramics, 
in particular "cotto", the composition applied to the surface to be treated contains the compound having the formula III! 
where the reactive endgroups are phosphoric ester groups, for example having the formula -[CH 2 0(R'"0)p] k - 
P(0)(OH)3^, where R M * is an alkylene group, particularly an ethylene group, p - 1 -1 0 and k = 1 , 2. 
[0020] The concentration of compound III in the composition is suitable to obtain at least one monolayer of com- 
pound III on the surface to be treated and is advantageously comprised between 0.01 and 40% by weight 
[0021] Compounds having the formula III used to carry out the present invention can be obtained by means of 
methods known in the art. 

[0022] The present invention will become apparent from the following examples, which are given merely by way of 
non-limitative illustration of the invention. 

EXAMPLES 

[0023] The degrees of oil- and water-repellency were determined by examining the behavior of a drop of liquid 
deposited n the treated surface. 

[0024] The parameters considered in order to evaluate the degree of oil- and water-repellency were chosen accord- 
ing to the surface being treated. For example, the oil-repellency of the treated paper was evaluated by using the TAPPI 
UM 557 test, based on the deposition-absorption on the treated surface of drops of mixtures having different contents 
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of castor oil, toluene and n-eptane, 

[0025] The parameter used to evaluate the wat r-repellency of treated "cotto" surfaces was the absorption time of 
a drop of water applied to the treated surface. 

[0026] The parameter used to evaluate the degree of oil- and water-repellency of wood was the area of the stain 

5 formed by a drop applied to the treated surface at various times after application. 

[0027] The tests according to TAPPI UM 557 were conducted by arranging each sample on a clean flat surface, 
with the test surface upward, without touching the surface to be tested. A drop of test solution was applied to the area 
to be tested from a height of approximately 2.5 cm. Exactly 15 seconds after application of the drop, the excess fluid 
was removed with a clean cloth of cotton or fabric and the wetted area was examined immediately in order to determine 

w whether an area of dark color caused by penetration of the liquid had remained, even on a small surface, beneath the 
drop. The procedure was repeated by applying each time the drop of liquid to a portion of the treated surface that had 
not yet been touched by other drops. 

[0028] The resulting degree of oil-repellency is indicated by the number that corresponds to the solvent that 
remains on the surface of the sample for 1 5 seconds without producing a stain due to liquid penetration. The reported 
is results are the average of tests conducted with five samples, approximated to the nearest integer. 

Example 1 

[0029] A 1% by weight solution of bifunctional phosphoric ester derivative having the formula IV: 

20 " 

(NH 4 0) 2 P(OHCH 2 0^ 

in a 4% aqueous solution by weight of isopropyl alcohol was prepared. The used derivative had an average molecular 
weight of 1 000 and was characterized by average values of p = 1 .5. n = 2.5 and m = 5. 
25 [0030] Pieces of sized paper measuring 5 cm by 5 cm were immersed in the solution and then dried in a stove at 
50°C for 45 minutes. 

[0031] The oil-repellency of the treated pieces of paper was evaluated using the TAPPI UM 557 test. 
[0032] The degree of oil-repellency evaluated as an average of the results obtained for 5 tests was 6. 

30 Example 2 

[0033] The test of example 1 was repeated by using, instead of the 1% by weight solution, a solution at a concen- 
tration of 2% by weight of bifunctional phosphoric ester derivative having the formula IV. 

[0034] The degree of oil-repellency of the treated pieces of sized paper, determined with the TAPPI UM 557 test. 
35 was 8. 

Comparative example 1 

[0035] The test of example 1 was repeated by using a solution of an ammonium salt of perfluoroalkyl phosphoric 
40 diester at 1% concentration in an aqueous solution at 4% by weight of isopropyl alcohol instead of the solution of the 
compound having the formula IV. 

[0036] The degree of oil-repellency of the pieces of treated paper was found to be 5. 
Comparative example 2 

45 

[0037] The tests of example 1 were repeated by using a solution of a phosphoric monoester with a pert luoropdy- 
ether chain having the formula 

^ CI(C3F 6 O) n CF2-[CH 2 0(C2H5O)p]-P(0)(ONH 4 )2 V 

where n = 3 and p =1 .5. at 1% by weight in aqueous isopropyl alcohol at 4% by weight instead of the solu- 
tion of the compound having the formula IV. 
[0038] The degree of oil-repellency found was 5. 

55 Comparative example 3 

[0039] The tests of example 1 were repeated by using a solution of a phosphoric diester of a monofunctional deriv- 
ative having a pert luoropolyether structure having the formula 
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CI(C3F 6 0) n CF r [CH 2 0(R"0)p|-P(0)(OH) VI 

where n = 3 and p = 1 .5, at 1% by weight in aqueous isopropyl alcohol at 4% by weight instead of the solution of 
the compound having the formula IV. 
[0040] The degree of oil-repellency found was 5. 

Comparative example 4 

[0041] The tests of comparison example 3 were repeated by using a solution at a concentration of 2% by weight 
instead of the solution at a concentration of 1% by weight of phosphoric diester of a monofunctional derivative having 
a perf luoropolyether structure having the formula VI. 
[0042] The degree of oil-repellency found was unchanged. 

Example 3 

[0043] Two solutions were prepared at 2% by weight each of a functional phosphoric ester having the formula: 

(HOJaPpj-ICHaO^HsOJpJ-fCFgOJn-tCaF^rn-CFg-KCHgOJCCaHsOJpI-PtOJPHJa VII 

respectively having an average molecular weight of 1000 (average values of n and m of 2.5 and 5 respectively, average 
value of p = 1 .5) and an average molecular weight of 2000 (average values of n and m of 8 and 8 respectively, and aver- 
age value of p =1 .5) in a mixture of water/isopropanol at 40:9 by weight 

[0044] This solution was brushed onto surfaces of medium-porosity "cotto toscano" in such an amount as to obtain 
a final concentration of 2 g/m 2 . 

[0045] Drops of distilled water were deposited on the treated surfaces. 

[0046] The drop absorption time was found to be 40 minutes for surfaces treated with the derivative having an aver- 
age molecular weight of 1000 and 50 minutes for the derivative having an average molecular weight of 2000. 

Example 4 

[0047] The tests of example 3 were repeated by using 2% solutions of functional derivative of satrfied phosphoric 
ester with an average molecular weight of 2000 (average values n = m = 8, p = 1.5) in water/isopropanol at 40:9 
weight:weight. 

[0048] The absorption time of the double-distilled water drops on the treated "cotto" surfaces was 60 minutes, 
fornparalive example $ 

[0049] The tests of example 3 were repeated by using 2% by weight solutions of the compound of comparison 
example 1 . 

[0050] The absorption time of the double-distilled water drops on the treated "cotto" surfaces was 30 minutes. 
Exgrpple ? 

[0051 ] A 1 0% by weight solution of Afunctional amide derivative having the formula 

H3 7 C 18 HNOC-CF 2 0(CF 2 0)4-(C2F40)4-CF 2 -CONHC 18 H3 7 VIII 

with an average molecular weight of 2000 (average values n = m = 8, p = 1.5) in a composition of paraffin waxes in a 
hydrocarbon solvent was prepared. 

[0052] Surfaces of Hemlok wood were brush-treated with this solution. 
[0053] 1 0-uJ petrolatum drops were deposited on the treated wood surfaces. 

[0054] The area of the petrolatum drop on the treated wood surface was measured 5, 1 0, 1 5 and 20 minutes after 
deposition. 

[0055] The results are reported in Table 1 . 
Samples 6 an d 7 

[0056] The tests of example 5 were repeated by using 5% and 1% concentrations by weight, respectively, of the 
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btfunctional amide compound having the formula VIII. 
[0057] The results are reported in Table 1 . 

Comparative example 6 

5 

[0058] The tests of example 5 were repeated by treating the surfaces of Hemlok wood with the same composition 
of paraffin waxes in a hydrocarbon solvent without adding bifunctional amide derivative. 
[0059] The results are reported in Table 1 . 

w Comparative example 7 

[0060] The tests of examples 5-7 were repeated using hydrocarbon solutions of a compound having the formula IX: 

CI(C 3 F 6 0) n CF 2 CONHC 18 H 37 IX 

75 

where n ■ 3, with concentrations of 10%, 5% and 1% respectively. 
[0061] The results are reported in Table 1 . 
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Examples 3-1Q 

[00S2] The tests of examples 5-7 were repeated, except for the feet that 5-^1 drops of lubricating oil were applied 
instead of the petrolatum drops to the treated surfaces and that the areas of the drops were measured 24 hours after 
5 deposition. 

[00S3] The results are reported in Table 2. 

Comparative example 8 

10 [0084] The tests described in comparison example 7 were repeated by using 5 nl of lubricating oil instead of petro- 
latum. The area of the oil drops was measured after 24 hours. 
[00S5] The results are reported in Table 2. 



TABLE 2 



Area of the lubricating oil drop after 24 hours 


Example 


Concentration of the 
treatment agent (%) 


Area after 24 hours 
(mm 2 ) 


8 


10 


Completely absorbed 


9 


5 


25 


10 


1 


20 


8, comparative 


10 


Completely absorbed 


8, comparative 


5 


Completely absorbed 


8, comparative 


1 


Completely absorbed 



so Example 1 1 

[00S6J In order to evaluate the degree of water-repellency of wood, drops of a water/isopropanol solution were 
deposited on treated wood surfaces and the dimensions of the stains remaining on the treated surfaces after the appli- 
cation of the drops were measured after certain times: 
35 [00S7] Drops of a 30/70 water/isopropyl alcohol solution having a volume of 5^1 were applied to wood surfaces 
treated with a solution of paraffin waxes in a hydrocarbon solvent containing 1 0% by weight of the compound of formula 
VIII with a molecular weight of 2000. The dimensions of the drops on the surface of the treated wood were measured 1 
minute after deposition. 
[0088] The results are reported in Table 3. 

40 

Examples 12-13 

[0089] The tests of example 1 1 were repeated by using wood surfaces treated with solutions of hydrocarbon waxes 
in a hydrocarbon solvent containing 5% and 1% by weight, respectively, of the same compound having the formula VIII. 
45 [0070] The results are reported in Table 3. 

Comparative example 9 

[0071 ] The tests of examples 11-13 were reproduced by using wood surfaces treated with the same hydrocarbon 
so wax based compositions with the addition of equivalent concentrations of a monofunctional compound having the for- 
mula IX, where n ■ 3. 

[0072] The results are reported in Table 3. 
Comparative example 10 

55 

[0073] The test described in example 11 was repeated by using wood treated with the same hydrocarbon wax 

based composition without additives. 

[0074] The results are reported in Table 3. 
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TABLE 3 



Area of a 5-*il drop of a 30/70 water/isopropanol solution after 1 minute 


Example 


Concentration of the 
treatment agent (%) 


Area after 1 min. (mm 2 ) 


11 


10 


9 


12 


5 


7 


13 


1 


6 


9, comparative 


10 


11 


9, comparative 


5 


13 


9, comparative 


1 


18 


10, comparative 


0 


40 



[0075] The disclosures in Italian Patent Application No. MI98A002605 from which this application claims priority are 
incorporated herein by reference. 

Claims 

1. A surface treatment method for imparting oil- and/or water-repellency, comprising the step of applying to the sur- 
face to be treated compositions comprising at least one compound having the formula III 

ACF 2 O-(CF 2 0) n (C2F 4 O) m -CF 2 -B ||| 

where n = 1-20, m = 1-20 and A and B are reactive functional groups independently selected from the group con- 
sisting of: 

a) CONHR, where R = C n H 2n+1 with n = 1-30, 

b) CH 2 OH, 

c) CONH(X)SiR 1 n (OR')3_ IV where n = 0-2, R 1 and R\ identical or different, are C r H 2r+1 alkyl radicals, where r = 
1-4 and X is a Afunctional alkyl spacer of the (CHR") m type, where m = 1-20, and R" can be H or CH 3 , option- 
ally containing heteroatoms, 

d) -[CH 2 0(R , "0) p ] k -P(0)(OH) 3 . k , where R'" is an alkylene radical, for example CgH* or CgHe, p = 1-10 and k = 



said method being characterized in that said composition (1) comprises said compound at a suitable concentration 
and (2) is applied in an amount suitable to obtain substantially at least one monolayer of said compound on the sur- 
face to be treated, said reactive groups being chosen according to the nature of the surface to be treated so as to 
provide interaction with the surface to be treated. 

2. The method according to claim 1 , wherein the surface to be treated is a wood surface and said composition com- 
prises a compound having the formula III, where A and B are amide groups of the formula CONHR, where R is an 
alkyl group, preferably C 18 H 37 . 

3. Trie method according to claim 2, wherein the concentration of the compound having the formula III in said compo- 
sition is from 0.01 to 40% by weight. 

4. The method according to any one of claims 2 or 3, wherein said composition is a composition of paraffin waxes in 
hydrocarbon solvents. 

5. The method according to claim 1 , wher in said surface to be treated is a fabric surface and said composition com- 
prises a compound having the formula III, where A and B are silane groups having the formula 
CONH(CH 2 ) 3 Si(OR') 3 , where R' is an alkyl group, preferably methyl or ethyl. 
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6. The method according to claim 5, wher in the concentration of the compound having the formula III in the compo- 
sition is from 0.01 to 40% by weight. 

7. The method according to claim 1 , wherein said surface is a paper surface and sad composition comprises a com- 
5 pound having the formula III. where A and B are phosphoric ester groups having the formula -[CH 2 0(R" , 0)p] k - 

P(0)(OH) 3 . ki where FT is an alkylene group, particularly ethylene or propylene, p = 1 -10, k - 1 , 2. 

8. The method according to daim 7, wherein the concentration of said compound is from 0.01 to 40% by weight. 

10 9. The method according to claim 1 , wherein said surface to be treated is a ceramic surface, for example made of 
"cotto" or gres, and said composition comprises a compound having the formula III, where A and B are phosphoric 
ester groups having the formula -[CHaOCR^Jplk-PCOKOH)^, where FT is an alkenyl group, particularly ethylene 
or propylene, p = M0, k = 1 , 2. 

is 1 0. The method according to claim 9, wherein the concentration of the compound is from 0.01 to 40% by weight. 

1 1 . The method according to any one of the preceding claims, wherein R - C t 8 H 37 . 
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